

























Magnesium (Mg) has received increasing attention as promising candidates for next-generation
lightweight structural materials; however, the low strength and poor plastic workability of Mg
compared with other metals are identified as critical drawbacks for technical applications. Thus,
the improvement of strength and ductility via alloying and/or heat treatment is essential for the
use of Mg for a wide range of industrial applications as structural materials. Recently, it was re-
ported that the addition of yttrium (Y) to the Mg alloys led to a well-balanced work hardening;
the ductility was distinctively improved at room temperature while maintaining comparable
strength in the Mg–Y alloy. Interestingly, it was experimentally observed that a quite small
amount of Y (even less than 1 at.%) has a remarkable eect on the deformation behavior in
Mg–Y binary alloys. It suggests that understanding the details of the mechanism responsible
for the dramatic changes in the deformation behavior of Mg–Y alloys may provide an insight
into new possibilities for developing eective and ecient processing techniques that enable the
achievement of excellent mechanical properties of Mg-based alloys. In this thesis, the author
investigated the eect of Y addition on the mechanical properties of Mg using atomistic sim-
ulations, such as molecular dynamics (MD) and first-principles (FP) calculations, and clarified
the underlying mechanisms of strengthening at an atomic level in both concentrated and dilute
Mg–Y alloys.
First, the formation mechanism of nanosized Y precipitate phases (called 0 phases), which
exhibit characteristic periodic arrays of Y-rich zigzag-shaped atomic clusters at regular intervals
of 1.1 nm, was investigated to understand their precipitation-hardening eect on the matrix in
concentrated Mg–Y alloys. The interaction energies between Y clusters at various distances
were quantitatively evaluated using FP calculations based on density functional theory. A weak
but distinct interaction between the clusters was observed and found to be caused by the inter-
play between attractive chemical interactions and repulsive relaxation energies. This interplay
determines the energetically favorable structure of the cluster arrangements, and these struc-
tures are consistent with the experimental observations. It was suggested that the long-range
intercluster interactions dominate the alignment of Y clusters, which leads to the formation of
0 precipitates in the Mg matrix, followed by the short-range clustering of Y atoms.
Second, the nature of the interactions between I1-type stacking faults (SFs) and dislocations
was investigated to understand the role of I1-SFs in the non-basal deformation behavior of dilute
Mg–Y alloys. This was because it has been suggested that the I1-SFs formed via the Y addition
to Mg may work as the nucleation source of the non-basal dislocations, which serve as impor-
tant deformation modes to improve the workability. The atomic models of pure Mg including
an I1-SF were deformed using MD calculations with multi-body interatomic potentials. The
characteristic dissociation reaction was observed at both ends of the I1-SF, where the partial
dislocations on the pyramidal plane, Shockley partial dislocations on the basal plane, and stair-
rod dislocations were nucleated. Instead of the activation of the non-basal dislocations, f11¯21g
twins were nucleated in the early stage of the reaction and steadily grown as the applied stress
was increased. It was suggested that the I1-SF was not likely to work as the nucleation source
of “multiple” hc + ai dislocations, but as the reactive lattice defect to assist and accommodate
the c-axis deformation. Besides, the deformation-induced twin boundaries were found to act as
obstacles for dislocation movement on the basal planes in the Mg matrix, which results in the
improvement of the strength of Mg.
In addition, a numerical framework for evaluating the free energies of Mg-based systems at
finite temperatures was constructed based on the quasi-harmonic approximation (QHA) using
FP density functional theory calculations. To consider the structural anisotropy of a Mg single
crystal, two individual structural parameters were introduced into the QHA scheme so that static
total energy and lattice vibration frequencies of the system were numerically described by the
approximate polynomials as a function of the lattice parameters a and c. It was found that
the proposed approach successfully reproduced the thermal expansion behavior of Mg over the
wide temperature range by adopting the second- and higher-order polynomial to describe the
lattice vibration, in a manner consistent with the experimental measurements. The nonlinear
dependence of the lattice vibration frequencies on the axial strain was suggested to play an
important role in understanding the thermal expansion anisotropy due to the anharmonicity in
the interatomic interactions.
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Fig. 1.2: Schematic of (a) the structure and (b) the slip and twin systems of a hcp crystal.
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dt2 = Fi (i = 1; 2;    ; NPT) (2.11)
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ECOi (r) =  ESUi (1 + a)exp( a)













Fi(VI) = AMEAMi ESUi VI ln VI (2.18)
????AMEAMi ??????????????????MEAM????????????
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Fig. 3.1: Schematic of the arrangements of zigzag-shaped clusters with an intercluster distance
d and a zigzag phase : (a) in-phase (IP) and (b) anti-phase (AP) patterns. Each cluster is
formed from the Y–Y pairs at the second-nearest neighbor (2NN) positions, represented by the
bars between the Y atoms. Ordinarily aligned clusters are shown in red and inverted (half-cycle
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Table 3.1: Arrangements of zigzag clusters in the hcp Mg–Y system used for DFT calculations.
Each arrangement is defined by an intercluster distance, d, and a zigzag phase,  = IP or AP.
Models with superscripts (a)–(f) correspond to the arrangements (a)–(f) in Fig. 3.3. Ncls refers
to the number of solute clusters in the 128-atom supercell.
Composition # atoms Distance Phase # clusters
nMg nY d  Ncls
Mg3Y 96 32
p
3aMg IP, AP(a) 16
Mg7Y 112 16 2
p
3aMg IP(b), AP(c) 8
Mg15Y 120 8 4
p
3aMg IP(d), AP(e) 4
Mg31Y 124 4 8
p
3aMg IP, AP 2
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3aMg. Gray and red spheres represent Mg and Y atoms, respec-
tively. The arrangements (a)–(f) correspond to the cases labeled in Table 3.1 with the same
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Table 3.2: Formation energies (Ef) for the 0-like cluster arrangements with an in-phase (IP)
and anti-phase (AP) pattern at an intercluster distance of d in the Mg–Y system.
Distance Ef (eV/solute atom)
PW91 PBE



















AP)??? (16p3aMg, IP)???????????? Ef? PBE????????????


























 0  1  2  3  4











Distance from Y solute cluster (nm)




Fig. 3.3: Local displacements of atomic layers from the ideal hcp geometry along the [¯1100]
direction, obtained for the cluster arrangements at d = 8
p
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Fig. 3.4: Intercluster interaction energy as a function of distance between the zigzag clusters
with an in-phase (IP) and anti-phase (AP) pattern. Plots (a)–(f) correspond to the arrangements
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E relax  IP
AP
E chem  IP
AP
Fig. 3.5: Intercluster interactions decomposed into the relaxation part Erelax (open symbols)
and chemical part Echem (solid symbols) as a function of intercluster distance for in-phase (IP;
triangles) and anti-phase (AP; inverted triangles) patterns.
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Fig. 3.6: Atomic configurations (upper panels) and isosurfaces of dierence charge densities
(lower panels) of unrelaxed zigzag cluster arrangements projected on the (0001) plane: (a)
(d; ) = (4p3aMg;AP), (b) (d; ) = (4
p
3aMg; IP), (c) (d; ) = (2
p
3aMg;AP), and (d) (d; )
= (2p3aMg; IP). Gray and red spheres indicate Mg and Y atoms, respectively, while only Y
atoms are displayed as spheres in the isosurfaces. Red and blue surfaces represent positive and
















































3aMg with the Fermi level defined at 0 eV.
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3aMg with the Fermi level defined at 0 eV.
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3aMg: (a) Schematic of two types of sites for Mg atoms, i.e., adjacent to the
Y clusters and in the middle of two neighboring clusters in the matrix, which are labeled “A”
and “M”, respectively. (b, c) Local densities of state for the Mg atoms (per atom) at the (b) A
and (c) M sites. The results for pure Mg are also shown for comparison. The horizontal axis
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Table 4.1: Critical shear stress (CSS) along the [11¯20] direction on the basal plane.

































Fig. 4.2: (a) Atomic structure of Mg crystal with I1-SF and (b) the MD results of the transfor-














































Fig. 4.4: (a) Atomic structure of Mg crystal with I1-SF and (b) the MD results of the transfor-




















































Fig. 4.6: (a) Atomic structure of Mg crystal with I1-SF, and the MD results of (b) the transfor-
mation process of I1-SF region and (c) the nucleation process of f11¯21g twins for the potential


































Fig. 4.7: (a) Atomic structure of Mg crystal with I1-SF and (b) the MD results of the transfor-
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Fig. 4.9: Atomic structures during the processes of (i) the transformation of I1-SF region, (ii)
the activation of the partial dislocation on the I1-SF, and (iii) the nucleation of f11¯21g twins from




1=6h4043i ! 1=6h20¯20i + 1=6h2023i; (4.2)
































































































Fig. 4.11: (a) Atomic structure of the f11¯21g twin nucleated from the I1-SF region. (b) The same
atomic structure visualized using the atomic coordination number coloring. (c, d) The stacking
sequence on basal plane for both the matrix and the twin. The atomic layers parallel to (g) the
f11¯22g pyramidal II plane and (h) the f11¯21g plane are colored according to the location (depth)
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Fig. 4.12: Schematic of the model containing the I1 stacking fault (SF) and two extended edge
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Fig. 4.13: Interaction between the f11¯21g twin and basal hai dislocations at 1 K; (a) the pinning
of hai dislocation in the vicinity of the twin boundary; (b) the unpinning and penetration of hai































Fig. 4.15: Schematic image of the eect of (a) isolated solute atoms and (b) twin boundaries on








































































FQHA(fig;T ) = Ec(fig) + Fvib(fig;T ) (5.1)
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?T=0 K??????????????? (5.1)???? (5.2)????????? FQHA?
????????????
FQHA(f1; 2g;T ) = Ec(f1; 2g) + Fvib(f1; 2g;T ) (5.4)




























Fig. 5.1: Schematic of hexagonal close-packed lattice structure. Open spheres represent atoms
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!(1)q;s(1; 2) = Cq;s0 +Cq;s1  1 +Cq;s2  2 (5.9)
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Expt. (Iyengar et al.)
Calc.
Fig. 5.2: Phonon dispersion curves of hcp Mg at 0 K. The symbols  , M, K, A and H represent
special points in thereciprocal space, i.e.,   = (0, 0, 0), M = (1/2, 0, 0), K = (1/3, 1/3, 0), A =
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Fig. 5.3: Histograms of total fitting errors in the phonon frequencies calculated by a linear,
quadratic and cubic polynomial over all the discrete points. Insets show the phonon densities of
state (DOS) curves reproduced by using each polynomial of !q;s.
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Fig. 5.4: Phonon densities of state (DOS) of hcp Mg at 0 K obtained from the approximate
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Fig. 5.5: Temperature dependence of thermal expansion coecients of the lattice parameters
(a) a and (b) c in hcp Mg. Dotted, dashed and solid curves represent the calculated results for
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